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SUMMARY 
A s e r i e s  of experiments has been performed us ing  carbon p a r t i c l e s  (commercial 
furnace  b l ack )  as a su r roga te  f o r  soo t  p a r t i c l e s .  Carbon p a r t i c l e s  were suspended i n  
water and gas mixtures  w e r e  bubbled i n t o  t h e  suspensions t o  observe t h e  e f f e c t  of 
carbon p a r t i c l e s  on t h e  oxida t ion  of SO2 by a i r  and NO2. I d e n t i c a l  gas mixtures  were 
bubbled i n t o  a blank conta in ing  only pure w a t e r .  A f t e r  exposure each s o l u t i o n  was 
analyzed f o r  pH and s u l f a t e  conten t .  
ox ida t ion  of SO2 t o  s u l f a t e  i n  t h e  presence of carbon p a r t i c l e s .  The amount of su l -  
f a t e  found i n  t h e  blanks was s i g n i f i c a n t l y  less. Under t h e  cond i t ions  of t h e s e  
experiments no s a t u r a t i o n  of t h e  r e a c t i o n  w a s  observed and SO2 was converted t o  su l -  
f a t e  even i n  a h ighly  a c i d  medium (pH > 1 . 5 ) .  
It was found t h a t  NO2 g r e a t l y  enhances t h e  
INTRODUCTION 
Many mechanisms have been proposed f o r  t h e  oxida t ion  of SO2 i n  t h e  atmosplere .  
These inc lude  homogeneous r e a c t i o n s  i n  t h e  gas phase ( r e f .  1 )  and heterogeneous reac- 
t i o n s  i n  cloud d r o p l e t s  o r  l iquid-phase ae roso l s  ( r e f s .  2 t o  4 )  and on carbon p a r t i -  
c l e s  ( r e f s .  5 and 6 ) .  I n  order  t o  a s s e s s  t h e  r e l a t i v e  c o n t r i b u t i o n  of t h e  var ious  
mechanisms and t o  propose en l igh tened  c o n t r o l  s t r a t e g i e s ,  t h e  competing p rocesses  
must be eva lua ted  i n  d e t a i l .  
The work descr ibed  here  addresses  one a spec t  of t h i s  problem, namely heteroge- 
neous ox ida t ion  of SO2 by a i r  and NO2 on carbon ( s o o t )  p a r t i c l e s  suspended i n  water.  
S imi l a r  r e a c t i o n s  a r e  p o s s i b l e  i n  t h e  atmosphere i n  l i q u i d  d r o p l e t s  o r  a e r o s o l s  con- 
t a i n i n g  i n s o l u b l e  carbon p a r t i c l e s .  Novakov e t  a l .  ( r e f .  5 )  have e s t a b l i s h e d  t h a t  
s o o t  i s  e f f e c t i v e  i n  ox id i z ing  SO2 t o  s u l f a t e  i n  t h e  presence of 02.  
c l e s  a r e  found even i n  remote a reas  such a s  t h e  Arc t i c  ( r e f .  7 )  and a r e  v i r t u a l l y  
ubiqui tous .  Therefore  they a r e  widely a v a i l a b l e  t o  provide r e a c t i v e  s i t e s .  
Carbon p a r t i -  
The experiments involv ing  carbon suspended i n  l i q u i d  water were prompted by our  
o r i g i n a l  experiments performed with dry carbon p a r t i c l e s  ( r e f .  8 ) .  When such p a r t i -  
c l e s  were exposed t o  mixtures  of humidif ied a i r ,  SO2,  and NO2 they became wetted 
a f t e r  a c e r t a i n  t i m e ,  and it w a s  not  c l e a r  a t  t h a t  p o i n t  whether s o l u t i o n  chemistry 
w a s  dominant o r  i f  t h e  soo t  s t i l l  played an important  r o l e .  
EXPERIMENTAL PROCEDURE 
Carbon p a r t i c l e s  (commercial furnace b lack)  were suspended i n  d i s t i l l e d  water a t  
a concen t r a t ion  of 100 mg/lO m l ,  and commercially prepared mixtures  of gases  (sup- 
p l i e r - c e r t i f i e d  mixtures  i n  u l t r a h i g h - p u r i t y  c a r r i e r )  w e r e  bubbled i n t o  t h e  aqueous 
suspension. The appara tus  is shown schemat ica l ly  i n  f i g u r e  1. The same gas mixtures  
were a l s o  bubbled through 10 m l  of pure water t o  se rve  a s  a blank.  The gases  
(100  ppm SO2 i n  a i r  o r  N2 and 100 ppm NO2 i n  N 2 )  were mixed p r i o r  t o  s p l i t t i n g  t h e  
flow between t h e  two r e a c t i o n  v e s s e l s .  The r e a c t o r s  w e r e  he ld  a t  a c o n s t a n t  
temperature  of 23OC i n  a water bath.  This  conf igu ra t ion  allowed t h e  blank and t h e  
aqueous carbon suspension t o  be exposed t o  i d e n t i c a l  cond i t ions ,  so t h a t  t h e  d i f f e r -  
ence i n  amount of s u l f a t e  produced i n  t h e  two r e a c t o r s  w a s  a d i r e c t  measure of t h e  
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e f f e c t  of t h e  carbon. A f t e r  each experiment t h e  r e s u l t i n g  s o l u t i o n s  w e r e  analyzed 
f o r  p H  and s u l f a t e  conten t  us ing  a barium t u r b i d i t y  test (ref.  8 ) .  
RESULTS AND DISCUSSION 
The r e s u l t s  of s e v e r a l  experiments are p resen ted  g r a p h i c a l l y  i n  f i g u r e  2. The 
The carbon acts as a c a t a l y s t  f o r  t h e  ox ida t ion  of So2 by both a i r  and 
y i e l d  of s u l f a t e  under i d e n t i c a l  exposure condi tons is  much larger i n  t h e  presence  of 
t h e  carbon. 
a i r  with 100 ppm NO2 added. 
t i o n  to  occur  because, a s  t h e  blank curves i n d i c a t e ,  n e i t h e r  a i r  nor  NO2 has  any 
s i g n i f i c a n t  ox ida t ion  e f f e c t  i n  water a lone .  
100 p p m  wi th  1 pe rcen t  carbon i s  9.3 pe rcen t  per hour and i n c r e a s e s  t o  58 pe rcen t  p e r  
hour when 100 ppm NO2 i s  added. 
i n  prev ious  experiments i n  t h i s  l abora to ry  ( r e f .  8 )  i n  which NO2 s i g n i f i c a n t l y  
enhanced t h e  ox ida t ion  of SO2 on carbon par t ic les .  Some enhancement of t h e  ox ida t ion  
of SO2 by NO2 has  a l s o  been observed on dry soo t  by R r i t t o n  and Clarke ( r e f .  9 )  and 
on dry V205 by Barbaray e t  a l .  ( r e f .  1 0 ) .  
Apparently t h e  carbon provides  sites f o r  t h e  SO2 oxida- 
The conversion ra te  of SO2 i n  a i r  a t  
These r e s u l t s  are i n  agreement with those  obta ined  
To  d i s t i n g u i s h  t h e  ox id iz ing  e f f e c t  of NO2 from t h a t  of t h e  O2 i n  a i r ,  t h e  s a m e  
experiment w a s  performed with t h e  SO2 and NO2 mixed i n  N2. The r e s u l t s  a r e  shown i n  
f i g u r e  3 .  H e r e  only t h e  o x i d i z i n g  capac i ty  of t h e  NO2 is  measured. The experiments 
i n  N2 i n d i c a t e  t h a t  NO2 acts as an ox id iz ing  agent  independent of t h e  O2 i n  a i r ,  and 
comparison of r e s u l t s  from f i g u r e s  2 and 3 shows t h a t  t h e  e f f e c t s  of O2 and NO2 a r e  
a d d i t i v e .  The i n t e r c e p t  of 0.64 mg s u l f a t e  i n  f i g u r e s  2 and 3 w a s  found t o  be due t o  
s u l f a t e  p r e s e n t  on t h e  carbon s u r f a c e  as rece ived  E r o m  t h e  manufacturer.  
Several 20-hour runs w e r e  made a t  SO2 and NO2 concen t r a t ions  of 100 ppm and f low 
rates of 1 0 0  cm /min f o r  each gas. The s u l f a t e  y i e l d s  w e r e  t h e  same ( 3 0  m g )  as would 
be p r e d i c t e d  by l i n e a r  e x t r a p o l a t i o n  of t h e  data i n  f i g u r e  2. This  i n d i c a t e s  t h a t  
SO2 w a s  converted t o  s u l f a t e  wi th  no observable  s a t u r a t i o n  e f f e c t  f o r  t h e s e  long 
exposures .  The p H  of t h e  s o l u t i o n s  f o r  t h e s e  runs w a s  as l o w  a s  1.5, i n d i c a t i n g  t h a t  
t h e  conversion t a k e s  place under h igh ly  a c i d i c  cond i t ions .  S a t u r a t i o n  e f f e c t s  have 
c o n s i s t e n t l y  been observed f o r  SO2 on dry par t ic les  by o t h e r s  ( r e f s .  9 ,  11,  and 121, 
b u t  w e  have observed no s a t u r a t i o n  i n  e i t h e r  t h e  g rav ime t r i c  o r  bubbler  experiments 
as long as s u f f i c i e n t  H 2 0  vapor or l i q u i d  H 2 0  is  p r e s e n t .  
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I f  t h e  20-hour runs w e r e  ex t r apo la t ed  t o  t y p i c a l  a tmospheric  SO2 concen t r a t ions  
of 0.01 ppm, t h i s  would i n d i c a t e  t h a t  " w e t "  soot par t ic les  could be exposed f o r  
2 x 10  hours  without  s a t u r a t i o n  e f f e c t s .  This  is  c e r t a i n l y  much longer  than  t y p i c a l  
par t ic le  l i f e t i m e s  i n  t h e  atmosphere. 
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CONCLUSIONS 
The experimental  r e s u l t s  r epor t ed  h e r e i n  l ead  t o  t h e  fo l lowing  conclus ions :  
1. Carbon par t ic les  s i g n i f i c a n t l y  c a t a l y z e  t h e  ox ida t ion  of SO2 t o  s u l f a t e  by 
a i r  and/or NO2. 
2. NO2 i s  an e f f e c t i v e  o x i d i z e r  for  SO2 i n  aqueous suspensions of carbon and i t s  
e f f e c t  is independent of t h e  presence  or absence of  a i r ;  t h e  r e a c t i o n  i s  
c o n t r o l l e d  by t h e  NO2, provided s u f f i c i e n t  SO2 is  p resen t .  
2 
3. The yield of sulfate in the reactions studied appears to be independent of pH 
at values as low as 1.5, and no saturation occurs for long exposure times 
so long as sufficient H20 is present. 
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Figure 1.- Apparatus used to investigate SO2 oxidation in presence of 
aqueous carbon suspension. 
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Figure  2.- E f f e c t  of NO2 and c a t a l y s t  on s u l f a t e  y i e l d  i n  a i r .  Blank: 10  ml H20; 
c a t a l y s t :  100 mg carbon black i n  10  m l  H20; flow r a t e s :  100 c m  3 /min, each gas;  
concen t r a t ions :  100 p p m ,  each gas. 
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Figure 3.- Effect of NO2 and catalyst on sulfate yield in N2. 
100 mg carbon black in 10 ml H 2 0 ;  f l o w  rates: 
Blank: 10 ml H20; 
3 catalyst: 
concentrations: 100 ppm in N2, each gas. 
100 cm /min, each gas; 
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